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General experimental methods
Unless otherwise noted, commercial reagents were purchased from commercial suppliers and were used as received. All solvents were dried and distilled according to standard procedures before use. The flash column chromatography was performed using silica gel (60 Å pore size, 32-63 μm, standard grade). Analytical thin-layer chromatography (TLC) was performed using glass plates pre-coated with 0.25 mm 230-400 mesh silica gel impregnated with a fluorescent indicator (254 nm). Organic solutions were concentrated on rotary evaporators at ~20 Torr (house vacuum) at 25-35 °C. Nuclear magnetic resonance (NMR) spectra were recorded in parts per million (ppm) from internal trimethylsilane (TMS) on the δ scale. High resolution mass spectrometry (HRMS) spectra analysis was performed by electrospray ionization (ESI-micrOTOF). EPR spectra were recorded on a Bruker X-band A200 spectrometer.
The secondary propargyl alcohols were prepared according to reported procedure. [1] [1] Ueda M.; Sakaguchi T.; Hayama M, Nakagawa, T.; Matsuo, Y.; Munechika, A.; Yoshida, S.;
Yasuda, H.; Ryu. I. Chem. Commun. 2016, 52, 13175-13178. S3 2. General procedure for the preparation of (Z)-3a.
To a stirred solution of propargyl alcohol 1a (0.5 mmol) in anhydrous toluene (3.0 mL) was added Ph 3 PAuCl (0.025 mmol), AgOAc (0.05 mmol) and Li 2 CO 3 (0.5 mmol)
at room temperature. The reaction was purged with N 2 , and then benzo [d] isoxazole 2a (0.75 mmol) dissolved in toluene (1.0 mL) was added via a syringe. The reaction was raised to 80 o C for about 4-6 h. After completion of the reaction as indicated by TLC, the reaction was allowed to cool to room temperature, diluted with ethyl acetate (5.0 mL), and extracted. The combined organic phase was washed with brine, dried over Na 2 SO 4 , and concentrated to give the crude residue, which was purified by silica column chromatography (elute: petroleum ether/ethyl acetate = 20/1, v/v) to give the desired product 3a as a yellow solid.
The other allyl alcohols 3b-3x were prepared according to their procedures similar to 3a.
(Z)-2-((3-Hydroxy-1-phenyl-3-(p-tolyl)prop-1-en-1-yl)oxy)benzonitrile (3a)
Yield 135 8, 148.8, 139.8, 137.6, 134.3, 133.9, 133.5, 133.4, 129.3, 128.8, 125.9, 122.3, 121.1, 116.1, 115.5, 102.2, 68.9, 21 9, 148.9, 139.9, 139.3, 137.5, 134.3, 133.7, 133.6, 130.6, 129.41, 126.0, 125.8, 122 3, 158.9, 148.7, 140.0, 137.5, 134.3, 133.7, 129.3, 127.3, 125.9, 122.2, 119.2, 116.1, 115.5, 114.2, 102.1, 68.9, 55.3, 21 9, 149.0, 144.4, 139.8, 137.6, 134.3, 133.8, 130.7, 129.3, 128.8, 126.0, 125.7, 122.2, 120.1, 116.1, 115.5, 102.1, 69.0, 35.4, 33.3, 22. 13 C NMR (100 MHz, CDCl 3 ) δ 163.1 (d, 1 J = 248 Hz), 158.5, 147.9, 139.7, 137.7, 134.3, 133.8, 133.7, 129.5, 129.4, 127.8, 125.9, 122.4, 121.0, 115.8 
Yield 112 139.55, 137.8, 134.3, 133.9, 132.4, 132.0, 129.4, 127.3), 126.5, 126.0, 123.4, 122.5, 121.7, 115.3, 102.3, 68.9, 21 4, 148.6, 139.7, 137.7, 134.3, 133.1, 132.9, 129.4, 129.4, 128.9, 127.2, 126.1, 125.8, 121.5, 116.9, 114.8, 103.5, 69 .0, 21.1. HRMS calcd. for 6, 145.2, 139.4, 137.9, 134.6, 132.9, 132.1, 129.4, 127.4, 127.1, 126.0, 124.9, 123.5, 120.2, 118.0, 116. 158.6, 150.3, 142.9, 139.5, 134.9, 134.1, 133.5, 130.5, 129.5, 126.7, 125.9, 122.2, 118.5, 115.9, 115.3, 113.5, 112.3, 102.2, 68.6, 55.5, 21.3 . HRMS calcd. for 13 C NMR (100 MHz, CDCl 3 ) δ 158. 7, 149.5, 141.7, 139.6, 134.4, 133.8, 131.7, 130.2, 129.6, 127.8, 125.8, 122.4, 121.6, 120.5, 119.4, 115.5, 102.0, 68.5, 21.3 6, 150.3, 141.7, 139.5, 134.5, 134.1, 133.6, 133.0, 130.5, 129.5, 129.2, 128.4, 127.9, 125.9, 122.2, 118.5, 116.6, 116.7, 115.8, 102.1, 68.6, 21.3 144.6, 139.7, 134.3, 133.8, 133.5, 130.0, 129.6, 125.8, 122.8, 122.5, 118.9, 115.5, 114 
C NMR (100
MHz, CDCl 3 ) δ 158. 6, 149.9, 146.7, 139.7, 134.3, 133.8, 130.1, 129.6, 126.3, 125. 
Yield 98 8, 149.4, 139.4, 138.5, 134.1, 133.9, 133.7, 130.4, 129.5, 128.7, 128.5, 126.3, 125.8, 125.4, 124.0, 123.8, 122.2, 119.8, 116.1, 115.6 128.1, 127.7, 126.2, 125.9, 124.8, 124.2, 122.2, 120.0, 116.2, 115.5, 102.1, 69.3, 21. 0, 149.9, 139.2, 134.3, 133.7, 130.8, 129.5, 125.7, 122.1, 119.3, 116 
General procedure for the preparation of 4.
A mixture of compound 3a (0.30 mmol) and K 2 CO 3 (0.45 mmol), H 2 O 2 (0.60 mmol) in DMSO (1.5 mL) was stirred at room temperature overnight. TLC monitored the reaction upon completion. Water (10 mL) was added, and the resulting mixture was extracted with ethyl acetate (10 mL x 3). The combinie organic solution was washed with brine, drie over MgSO 4 , and concentrated. The crude product was purified through silica gel column chromatography (PE/EA = 2/1, v/v) to give the product 4 as a colorless oil.
(Z)-2-((3-Hydroxy-1-phenyl-3-(p-tolyl)prop-1-en-1-yl)oxy)benzamide (4)
Yield 72 mg, 67%; colorless oil. 
H NMR
